The title reaction conducted in THF at 23 °C and under reflux furnishes l,3-dimethyl-9-perfluoropropylacridine (8) and l,3-dimethyl-9-[(£)-l-perfluoropropenyl]acridine (5), respectively.
A cridine formation by the reaction of 2-nonaJluorobutylaniline with 2-mesitylmagnesium bromide Hz between fluorine atoms Fl and F2 of the perfluoropropenyl substituent is indicative of Zs-stereochemistry. 3 It is suggested that the formation of either acridine 5 or 8 involves the intermediary of the same dihydroacridine derivative 7 that is generated by intramolecular S N 2' cyclization of 3 (R = Me) or electrocyclization of a mesityl-substituted analog of 2 (not shown) derived from 3. This unusual intramolecular reaction can be explained in terms of greatly increased steric congestion in 3 (R = Me) in comparison to that of 3 (R = H). Aromatization of 7 to
give 8 requires a formal elimination of MeMgBr. This process may take place within aggregated higher-order structures of 7 that are expected to be present at low temperatures. On the other hand, an increase in temperature causes a decrease in aggregation of organometallic compounds. This phenomenon may be responsible for the elimination of fluoride ion and a C4a-methyl group from 7 by a nucleophilic attack of an external nucleophile at the C4a-methyl group to generate 6. The intermediate product 6 is the suggested direct precursor to 5. Additional studies of these novel transformations by using a variety of aryl Grignard reagents are in progress.
